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FROLESSES and 
* Allylic rearrangements. I. Isomerization of some 
methoxychloropentenes in the presence of metal chlorides. 
A.N. Pudoyik and HW. A. Arbuzoy. [svest. Akad. Nauk 
SS.S.R., Otdel Khim. Nauk 1946, 427-37 (in Russian); 
of. C..1. 42, 400735. --The adn. of CICHsOMe to butadiene 
was improved over the procedure given by Strauss and Thiel 
CCA. OE, e848). Hutiadiene (220 g.) cooled to — 15° was 
treated with 3H g. CICH OMe, followed by 4-5 g. pow:d. 
ZnCl; the thisk closed with a stopper provided with an 
vatlet tube and pinch-clamp, and the mixt. carefully 
mired by shaking and allowed to stand in an ice-bath 5-6 
hrs., then 15 0 hrs. at room temp. When the Pressure 
drops the reaction is complete; the residual butadiene is 
removed amd the residue, dild. with Et,O, is washed with 
HO and distd. to give 135 g. l-methocy-I-vhlora-d-pen- 
tome. Vy AE AP, APE OOO, 922 145088, 105 gy. I -methory-5- 
chloe Tepentene, I 384, dS Pom, Wh? 1480, and 
75. hieh-Doding preducts. The adda. does not eo with- 
out the catalyst, even alter Lyr. standing. Neither the 3- 
1), nor the 5-Cl isomer (If) shows isomerization on stand- 
ing | yr. at room temp. in scaled tubes. When I and II 
were heated to 109? in sealed tubes, I isomerized to the 
extent of 16°% in 27 hrs., while II gave but 3° isomeriza- 
tion, as detd. by a. If the temp. was raised to i40° the 
reaction was speeder up, but incipient decompn. limited 
the duration to 15 hrs., at which point I was 65.9% iso- 
merized and I17.9°¢. The isomerization was also studied 
in the presence of catalysts: 19% and 10% ZnCl}, and 10% 
SaCh. ZnCl: (10°) enabled equil. to be reached in 24 hes.; 
the mixt. then contained wen Ht (equil. reached from both 
sides); when 1%, ZaCls is used the reaction is slower and. _ 
METALLURGICAL LITERATURE CLASSFICATION 


Sm.sta 


Saige) «2e Qe 
Cran Se eer eee Se Se Se ee ee 
POO Oe « 
@ee00e2806080800608080/8 
®@eeeeeteoeneeoeeede's 


eeeeaeeoee0d 
uvuse Hh ek OU eh wot 

-b © @ © F g & yg bw 8 
. TIO AND ote caceey 


FRCPEST ES meee 


83.1% isomerized. The results are iven graphically. 
Sat, (10%) caused a somewhat less extensive isomeriza. 
tion, but the reaction could not be followed accurately be» 
cause of tar formation. Use of 19° AICL gave a greater 
heat evolution ot: mixing than was observed with the other 
catalysts, but its isomerization eticiency is poor: after 
24 hrs. (is isomerized 11%. and 143°; 1°C AICL is much 
less effective. If the addn. of butadiene to CICHOMe 
ts conducted using (°% AIC catalyst, the reaction mitt. 
gives a 36"5 total yield, composed of 24% IL and Ti 
The problem of the possibility of primacy adhd. bemy at the 
1,2-positions only cannot be solved from the available 
lata; there is an indication that the 1,2-addn. is favore! 
The metal chloride-catalyzedt isomerization probably pro- 
coeds similarly to the Friedel-Crafts reaction, involving 
formation of mesomeric ions of the tnethotypentene and 
ZnCh-type ions, the isamerizition being based on the 
comimog resonant ion. The lack of attainment of equil. 
when low percentages of the catalysts were use! is 
explained by secondary reactions which give products 
incapable of isomerization. II. Action of sodium acetate 
on isomeric methoxychloropentenes and bydrolysis of 
the resulting acetates. Thid. 511-8.—The reaction of 
NaOAc with isomeric methoxychluropentenes is best in- 
terpreted on the customary hasis of allylic reactions, with 
the secondary chloride reacting by the S4 reaction mecha: 
nism, while the primary chloride reacts by both S} and to 
some extent by S£ mechanisms. E-Methoxy-~5-chlore-1- 
pentene (50 g.), 28g. ACOH, and 25 g. dry NaQAc heated 
2 hes at 1-30? gave 23 a. Lemrthoxy-4-Denten-I-ol are 
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tate (I), by 63-5°, wif 1.4254, d2* 0.9460, and 25.7 g. I- 
methory-3-penien-S-ol acetate (11), by 82-S°, nf® 1.4360, 
3° 0.9789. _1-Methozy-3-chloro-4-pentene (30 g.), 23g. 
AcOH, and 25 g. AcCONa heated 2 hrs. at 120-30" gave 
10.7 g.Tand 16g.H. 11 (i0g.), 10g. AcOH, and 10g. NaO- 
Ac heated 2 hrs. at 120-5° ced no change; the same 
result was obtained with I. Tand {I were likewise unaffected 
hy boiling with Ac,O 3 hrs. Hydrotys's of Uf by hot alc. 
KOH gave only I-methory-3-penten-3-ol, bie O7°, nif 
1.4485, 42° 0.9523; similar hv Irolysis of I gave I-meth- 
ory-$-penten-3-ol, big BO-1°, wiF 1.4373, 2° 0.8300. Hy- 


drolysis of the chlorides by alkali also goes without isomeri- 
zation. G. M. Kosolapoff 
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"Allylic Rearrangements. Part 2. The Action of Sodium Acetate of the Isomeric 
Methoxychlorpentenes and the Hydrolysis of the Resulting Acetates," Iz. Ak. Nauk 
SSSR, Otdel Khim. Nauk, No. 5, 1946. 


On the Isoverization of Some Methoxychloropentenss 


"Allylic Rearrangements. Part I. 
Iz. Ak. Nauk SSSR, Otdel Khim. Nauk, No. 4, 1946. 


in the Presence of Metal Chlorides," 
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Allylic t. Part IIL The Action of Alco- 
holic Solutions of Alkali and of Sodium Dithionite on 
the homeriec Methoxyc tenes. (In Russian.) A. 
N. Padovik and B. A. Arbuzov. Bulletin of Academy 
of Scitnets of the USS.R., Section of Chemical 
Sciences, July-Aug. 1947, p. 377-386. 

Experimental results are given for a number of 


cases and discussed in terms of reaction mecha- 
nisms. 
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” : E- cd to 5.5 g. KOU in 80 cc. KtOH and boiled i~@9 
Allylic rearrangements Iv. of 3 hrs. gave the free acid, m. 86-7° (from benzene), purified i -00@ 
and magnesium derivatives of | through the Ca salt (by boiling with concd. CaCt soln)" | j.g@ 
tna sodinm derivative of aceteacetic acid ester ou isomeric rat weidification with ICI. Na (5.14 g.) in 50 g. abs. 
methoxychloropentenes. : Paes EtOH treated with 20 4, AcCH:COsBt, followed by 20 | -e6e 
Rall, ucad. sci. UR-S.S. L boiled 3 hes., freed of EtOH by dista., dild. with HO, | jeg@ 
3 cf. CA. 5 ‘ and extd. with Kt, gave on distn, of the ext. 30g: 
treated with 30 .C Et | -methoxy-3-octen-7 -one-6-carboxylala, bu 151-3°, aly 
CHCH,C! (1), 14507, d° 1.0047, and 3.5 . Ef 3-acelyl-1,11-dimethory- 
EtOH J.B-hendecadiens 6-carborylale, by 173°, mY 14654, ds 
choxene 110077. The former ester (9 g.) was added to 2.4 g.. 
"ae pt KOH in 47 g. HO, stirred 2 brs. at room temp., extd. 
se 1.0213. with EtyO, and the ag. layer was treated with 3 g. 50% 
» CH H,SOQ,; warming 10-15 min. on a water poate gr) “ 
Et,O gave 5.2 g. I-methoxy-3-octen-7-one, ty, 102°, 
worked up as a led unreacted. 1.4434, d¥* 0.9149; addn. of the ester (15 g.) to 23.5 g- 
reacted CH2(CO:Et)s, cooled KOH in 15 g. H,O and 20 g. EtOH, f by 
32 g. CHs(CO:Et)s, 5 bath, gave 1.5 g. of the above 
eated with several . 8.4 g. 1-methoxy-3-hexene- 
4535, d3* 1.0174 (from the - 
th aq. KMnO, in 
+4 ‘opionic acid, th: 108-9°. 
g. I, and beat . ; ‘ abs. EtOH was treated 
was treated with sepd. by 39 g. Hl; after 
c; distn.. h, followed by the usual 
working up of the org. components, no individual product 
C passat f, i was isolated and the over-all mixt. obtained bie SS-be 
1.4590, dg* 1 . 2 Mg... 900°. Thus, I gave the normally expected reaction 
32 &- CHi(COEt)s, 40 ce. products, whereas III apparently reacted in the form of ° 
7 g. unteact R . E 
$35 IV (bu 208-10 SE AVC __ the resonating fon (MeOCH,CH,CHCH:CH, =t MeO- _ 
AETALLURGICAL LITERATURE CLASSIFICATION CH,CH,CH: CHCH:) to give “‘anomalous’’ products. 
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USSR/Chemistry - Ally) Groups o 
Chemistry - poerelat i Sep (ocr at 


"Allyl Regroupings," A. N. Pudovik, B. A. Arbuzov, i 
Kazan' State U, 8 pp | 


"Izv Akad Nauk SSSR, Ota Khim Nauk" No 5 


Describes action of sodium and magnesium malonic 
eaters mm isomeric methoxychloropentanes, and shows 
that reaction of esters with a secondary chloride 
gives same products as with a primary chloride. 


= ke 53m 
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tment with Cl in CHCL soln. 


118°. 

to 150° gave @ g. crus 

gave 3 g. pure product, 

1.4858; this heated with 20 
|. sealed tube gave EGSoCh 


Sand a small amt. 
© reduces Febling sol 
in 30 ml. Et¢O was trea 
the heavy white ppt. sepd.. 
a yellow oil, which on standing 2 > 
(Me,SnOH)1. Mesa 1, decomp. 145-55°, which s! 
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cd tfom the free radical MexSa, produced in the>-" * 
sodium phosphite. The (EtO):- eae 
+POH in abs. ECOH was treated —- 

observed), the EtOH 

the muixt: boiled, 

!, 

d 


ie 
¥ 


(EO) 
m. 224°. 


solid, insul. in org. 
tained on beating a 
i jonation product of EtsP! 
-Pb comes. were incapable of the 
tion. . Synthesis of compounds 
‘)s. B.A. Arbuzov and N. P. Grechkia-. 
77.—The Arbusov reaction with R,SnXe2 gave the ex- 
pected phosphono-tin compds. of type R:Sn(POR's)s, 
solids or isolids, which in most cases be crystd. 
from org. solvents. They were sol. in bot BuOH and 
CHCL, almost insol. in other solvents, and their crystn. 
led to severe oases. The high m.p. and soly. of the 
— products is explained by their apparent dimeric structure, 
as shown by Rast mol. wt. detns. of the Et 
pds. The P—Sa ‘bond is readily cleaved on treatment 


4 


and the Pr 
room temp., giving R;SaCh, while 
OH gives RsSn0O, while Cl or ~~ 
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"Synthesis of the Eaters of Tin Trialkyl-Phosphone," 
B. A. Arbuzov, Corr Mem, Acad Sci; A. N. Pudovik, Chem |. 
inet, Kazan Br, Acad Sei USSR, 2 pp 


Reaction for formation of esters 

acids in metallo-organic unions, 

Presents some baaio facts concern 
tions, 
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Allylic rearrangements. ¥. Action of phenyimagne- 


sium bromide oa isomeric et et A. 
N. Pudovik and B, A. Arbuzov. nll, acad. sci. U.R.- 
‘S157, Classe sci. chim. 1948, 246-9; cf. C.A. 42, 1887b.— 
‘To the PhMBr from 6 g. Mg and 35g. PhBr in ether was 
atded with cooling 30 g. McOCH,CH,CH: CHCHCI: 
alter heating J hr., the mass was treated with ice and HCI 
to give 7.7 g. I-methoxy-3-phenyl-4-pentene (1), bg teh", 
ate 1.5032, d3° 0.9300, and {7 g. 1-methoxy-5-phen yl~t- 
pentene (13), be 103-42, wi? 1.5125, da? 0.0467. A simi-~ 
ler reaction with MeOCH, CH CHCICH:CHs gave 8.5 x. 
Land 15.5. If. Oxidation of I by KMnO, gave BzOH 
and a-phenyl-y-methox youl yric acid, bis 175-8°.  Oxida- 
tion of IT gave BzOH, PhCH,CO,H, and B-methox ypre- 
pronsc acid, by: 108-12", at? 1.4190. The results indicate 
that the reaction proceeds by jonic mechanisin through 


rm 
the intermediate ion, [MeOCH,CH,CH:CHCH rt 


Pe _e 
McOCH,CH,CHCH: CHyJCI-. GC. M. Kosulapoff 
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Allyhe rearrangements VI. Catalytic isomerization 
of methoxychlornpentenes in the presence of halogen salts 
of metals ALN Pudovik. Jsvest. Akad. Nuwk SSSR, 
Cadet Raver ONGed 1048, 220 ef Poa Arhuzoy, 
ob 42, 4th Phe ispnesseation of | -methacy<- 
chiuta.depentene of) and Pemethocy 4. chlorite pen - 
tene CLD an the presence of 7aCh and other halide salts 
was studied. At-equil, the mint, consists of 24-40%) Pand 
74-50. TL. It was shows that MeQCH; CI adds ta biviny! 
at the tdepositions in 23-8, vields; the addu. proceeds 
not tonically but motcculuriv or by aa tone mol. mechan- 
ism. The results of asomerizstrot studies are giver 
graphicnily To it AY, my 14ae4, di? ow; 0 
by, SS, A D aSta, gt Bee, The typical isummerias 
tron results were: TL with 0.4°% ZnCl; at SS° gave 35"). 

— Haun d.c8 hr., 40 in E hr, 48.8% in 9 hrs., GO.2Q in 
od hes , and T3S¢) a Shes... with Ip ZoCh, 54.5, 63.1, 
Faden, go uteler the sane vonditions, I with 1% ZnCl; 
at S8° gave AUS. Din (as he, ACW? T with 0.47% 
AnCh, gave 34°) Tin 0.12 days, 0.2 in 1 day, 10.0 in 
-3 days, 37.5 in 33 days, $5.6 in 72 days Ti Sin LY days: 
with 0.6°F ZnCl, the values were: 6.2, 17.6, 20.5, SI. 
AY, and TESS. resp. with 25, ZnCl, 25.3, 47.1, 5.5, 
OV -. TASS resp: with 18% ZnCl gave W218 I 
iO Wdays, SESS, mn aidavs, 7.05 in (le days. Simi- 
lar reaults were obtariel with nonequil. mivte ACH * the 
jeomerization is vere slow und onty with Ft, Zu, shoes at 
approved 60.20. I Grea Din reo dass) Using 0.00p5 
mal of a alt per Jmol bat is*, the following result- 
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in 35 days; 


Tey in Wh days, ALS, an 45 bays. 


were obtained: Zabirs, 3).40% I in U.3 day, 4 

day, 57.3% in U days, 60.2% in 20 days, 05.0¢ 

days; Znly, 51.7° in 1 day, 65.9°¢ in G days, 70! 

days, 72.1% in 44 davs; Feth, 17-00% in 10 days, ¢ 
KeCh.O1B0, 10°F te days, 10% a WP abays. 
ALS in 45 days: Hah, ao in thigiafay, O27 iat 
day, 9.1% In 6 days, 24 
in th stays, 14. 
3.4% in 10 days, 14.7% in QD) days, HLT'p ia bs days 
Slow distn. of a 1%% soln. of Zn), in Wat 100% bath temp. 
gave a distillate contg. S47 I. 
biviny! was done at equimolsproportions in 2 closed sean; 
the amt. of IL in the distillates was detd. br refractive in- 
dex; 0.5% ZnCl, in 2 days at O° gave U7. UW with 
1U'; isomerization of [ being currected for, this gives 
27.5 tne 
gave 43.25% (2 2eT true); at — 0° 0.2% ZnCh cave 
3.3°% 1 (28.9"%), while O.5°S ZaCh gave IL fps oe 
FeCl, (amt. unstated), in 1 dheys at 17? gave 40.4" 
(24.4, while HCl give dT Ib aaa. 


in 44 sys, Crslle,, 4, 


° inet, 


Addn. of McOCH,CI to 
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addn. at the 1,4-positions?; Ve 2ath 
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USSR/Chemistry - Allyl Compounds Mar/Apr 1948 
Chemistry - Magnesium Compounds 


“Allyl Rearrangement," A. N. Pudovik, B. A. Arbuzov, Kazan State Univ., } pp. 
"Tevest Akad Nauk SSSR, Otd. Khim. Nauk" No. 2 

Discusses action of magnesium bromobenzene on isomeric methoxi-chloropentene. 
A similar mixture l-metoxi-5-phenolpentene-3 and l-metoxi-3-phenolpentene-4 was 


obtained from both metexichloropentene. Results show x “ion” nature of reaction. 
Submitted 3 Jun 1946 
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PUDOVIK, A. N. PA L 7/1979 


USER/Chemistry - Iscmerisation, of May/Jun 48 
~~ Metoxychlorpentane ee 
Chemistry - Catalysia 


“Regrouping of Allyl Coapounds, ” A. N. Pudovik, 
Kazan State U imeni Ul'yanov (Lenin), 84 pp 


"Iz Ak Nauk SSSR, Otdel Khim Nauk" No 3 


Pudovik has studied catalytic isomerization of 
isomeric metoxychlorpentanes in the presence of . 
zinc chloride and other halogen salts. In the 
equilibrium condition, l-metoxy-5 chlorpentane 
constitutes 74 - 75% of the isomer pixture. §° 
Submitted 3 Jul 1946, 
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USSR/Chemistry - Rearrangements, Allyl Sep/Oct 48 
Chemistry - “ther yet; 6-Dichlorethy 1, 
Addition to Divinyl 


"Allyl Regroupings: VII, The Addition of <, A-Di- 
chlorethyl Ether to Divinyl and the Action of Alkali 
Alcohols on Addition Producta," A. N. Pudovik, 

Kazansk Affiliate, Acad Sci USSR, 8 pp 


"Iz Ak Nauk SSSR, Otdel Khim Nauk" No 5 


Shows that ot, f8-dichlorethyl ether joing with a 
in the presence of a catalyst, zinc chloride. 
Separates and claseifies the 1,2 and 1,4-products of 
the joining, 1,6-dichloro-5-ethoxyhexene-2 and 3,6- 


Se. 27/49735 
EE a ac 


USSR/Chemiatry - Rearrangements, Allyl Sep/Oct 48 
(Contd ) 


ivinyl 


dichloro-5-ethoxyhexene-1. Obtains good yleld of 
the corresponding simple ethers with the action of 
caustic potash on 1,6-dichloro-5-ethoxyhexene-2 in 
methyl, ethyl and butyl alcohols. Submitted’ 3 Jul 46 
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"Silicon Phosphororganic Derivatives," Dok. Akad. Nauk SSSR, Hova Ser., 59, no. 6, 
1948 


“Determination of Aliphatic Alcohols by Oxidation of Calcium Bichromate in the 
Presence of Some Organic Compounds," Zhur. Prik. Khim., Vol. XXI, No. 8, 198. 


“Determination of Aliphatic Alcohols by Oxidation with Potassium Bichrorate in 
the Presences of Some Organic Compounds," Journal Applied Chem., 21, No. 8, 
August, 1948, p. 862. 

It has been found that oxidation coefficients of n-butyl, n-propyl alcohol and 
diethyl ether are constant only in definite limits of sulfuric acid concentration 
in the reaction mixture. The possibility is shown of applying the proposed method 
of joint oxidation for the analysis of binary and ternary mixtures containing ethyl, 
propyl, butyl alcohols, diethyl ether and acetaldehyde. (Kazan State Univ. and Central 
Scientific Research Lab. of the Chemical Plant, October 23, 197) 
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PULOVIK, A. N. 


USSR/Chemi stry - Phosphorous Compounds, Organis Mar 1948 
Chemistry -— Silicon 


"Silicon Phosphororganic Derivatives," B. A. Arbuzov, A, N. Pudovik, Chem Inst, 
Kazan Branch, Acad Sei USSR, 3 pp 


"Kok Akad Nauk SSSR, Nova Ser" Vol LIX, No 8 


Describes experiment designed to examine the reaction between triethylophosphite 
and haloid silicon phosphororganic derivatives: led to obtaining compounds with 


phosphorous-silicon connection. 


PAATTL7 
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. 7 ?, ~ Pu 
Meo ; Bn ponte 
Allylic rearrangements. IX. Action of sodium salts 

of aiky phosphorous acids aad esters 
acid on isomeric metho chioropentenes. 
and B. A. Arbuzov (Lab, Org. Khun., Kezan Gosndarst.. 
Isvest. Abad 7 eek 3. SR, Otdel Khim. 


Univ.). 5 fi 

Nauk 1949, 522-38; cf. Cid. 43. Bi3ra.—The reactions 40 allylic : 

aed RPONe with McOCILCHACH:CHCH:CI (1) pre: heating Bae we Fe ye are 
ceed normally without allylic rearcangenient. dete. rpc! ted a Fcsiale and bat 3.4 5. U, be 148-9", 


avg. Tto (HHO) PONa [fan 10 x. CR1O), POH and 6.6 g. 
Na in 300 ml. KO] and heating 3 lirs. gave, upon filtra- 
tion, Hf . Ls ‘- ones matter, Ine Ua and 38 g. 
Lemathox: teth os phono-~S-penione {II}, be 148-7", b 

af er age Teast sol, in HO, and extractable by tions of 
Kt,0 unehangest. Heating the ester 10 g.) 3 brs. to Di 
with coned. HCL in a scaled tube, followed by teicase of 
the HtCt, mheating i hes., and repeated evar. of the 
soln, with HO gave an oil, Cal nOaP. apparently MeOChh- 


CH,CH: CHCIAPOM: which gave a poorly sol. Cu sult; 


HE added te the theureticnl anit. of bg in CHCh; ii phosphonates af the type 

oxidation of with KMnQ, (22 x. per t2 g. ester) at A . 

“Ww 3 STAw IAS “3° CH ACH POR and MecOCH CH CH CH (PO Re) CH 

1-12" pare A g. MeOCIE TCM, du WSS. FS poke. oY vreeatly fuered by the 2 ible modes of 
§ONa te the double bund of the praury 


Led te; attnitarky anki of Lo with perotyphthalic 
Leh 


acid gave nearly thevectical results. reaction ts. of ty 

of 20g. L with (iso-BuO PON (from 3.5 g. Na and BU g. aed VV, at the above diphmphonate>, NaCl, and 

ester) in 20 ml. EGO gave 5g. Lund 2) g. 1-methoxy-S methoxypentadienc iwhich was isolated is all cases). 
Thus, adda. of 40 inl. dry CoH, and 14 g- IV to (EtO)s- 


drisvbulylphos phone3-pentene ( LI), by 145-8%, a ¥ 14455, 
dee sly. The reaction with (McO);ONu was slow 
prolonged 


bevause of pour soly. of the Na deriv. in Na; 


Kr, with stirring (some Na was unreacted), followed by 
ada. of 2g. Dand heating 10 brs., gave tithe action and 
almost all the Twas recovered (1.2 g. product, bie 13640 * 
wars tolatet), sung of 2g. (McQ),PUH to 4.3 ¢. Na 
ww Aba, MecQil, followed by 25 g. 1, after cnoling, and 
beating 3 hrs. on a steam bath guve 14.4 g. 15-dimeth- 
wury-S-penionc, Dit 57-8. mie Lag, de 0.8840, and 
V4.2 g. Demictaoay ~S-dimethyl phos phono~3-peniene, the 144°, 
ale LAs, di? 1.0¥50, Reaction of I with P(OR)s also 
proeverds nonally, Thus, 12 g. (McO) FP and 13 g. I 
after Oho. at blo 30° ina sculed tube gave 9.1 g. of the 
‘Above ester, by 40-1", aud much unreacted Band (MeO)s- 
Pr; similarly, LA g- (Ew)? und 11d g. L after 10 brs. 
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K untead of Na (5 brs,’ refluxing) gave 3.6 g. MeOCH- ticns of alkall - ea ACE tenes. A 


eae ' CHCHCH:CHy, 1.8 y. IV, 14.3 g. of the above diphan : , | lnomerie tutor ae 
: phonate. bye 214-16", nip 1.4490, 1.6 g. diphos bouate, na peti Sct “if TO ee eel Khim. 
Ig ys a aC CH POEL) CHACH, sdus, ROH with “T-butaryS-chlorod portne Ge ine een or 
bie 28-46, ate 1.4600, and 7.5 £- undistillable residue. EtOH follows the bimol, SA route with formation of 


IX is a viscous greenish liquid, sol. in org. solvents and RO detivs.; in PrOH, BuOH, and tert-BuOH there is 


HO, unchanged after 1 hr. in H:0 at 100 Or after 3 hrs. concurrent formation of 1-dutory.e 4-pentadiene (UL) and 
at 150 6)? with Mel, forms no adducts with CuCl, dors dibutoxypentenyl ether by the wonomel. Sk route, 
pte tek Fhe anh fs, oxidized by Peroxyphthalic acid; made possible by lesser dissoen, of these ales, into RO® 
0 Wes after relent ee Gee tt, nA Fe beatin and a proton, With f-buloxy-3-chluro-4-pentene (WN), both 


6 brs. after release of the EtCl, gave on evupn. with H, Sh and S§ mechanisms are operative. Hoiling 15 g 
a sirup which was a tetrabasic acid (7 g. required 8.8 g. land Sper tue in 80 mul, MeOH hee gave Og. I-butory- 
KOH for neutralization), A simitar reaction of 20 g. S-methory-2-pentene, Ne A", fe 1aaes, dt? Osa: 
fiso-BuOQ),POH, 35 B-ONa, aud 20g. IV gave 4.8 ‘. 20 g. Land 10 x. KOH in oo K. EVOH gave 12.7 g. 72 
tnethoaypentudiene, Sb x. had, by 00 200", and 15.3 “- butox i -ethary-3-pentene, ben tRb-7*, ete 1.4336, dse 
fetractse- Ay analog of IX, ty he 0" (crite), lye 287°, nf O.8677; 18 yo Land 9 8. KOH in S) g, POH cave 0.6 g. 
LAtTO, Ug? LO. (MeO), POH 20 K., 43g. Na, and 1 -buloxy-2,4-pentadiene, tne 59-00°, mf 1.4490, ate 
25 g. IV, even after 7 hes.’ refluxing, gave largely un-* 0.8230, and 10.8 g. 1 -buloxy-5-propox: 
feacted materials and only 0.4 §- methoxypentadiene a 1.4342, d8* 0.8000: aU «. fae nf x. KON in 200g. 
and 3.2) y. subvtance, bye SO RD? No reaction took RuOH gave 4.2 g. I, tne O8*, 10.3 RK. 1 SadibutaxyJ. 
place on heating 10 x with leg. (KtO) POM tn the Pentene (IV), tre 115°, ay? 1.4882, and 1g 8. bis(dutaxy. 
presence of a simul! amt oof either McONa or (EQ) _-- aienyl) ether, th 180°, a 1.4535; 90 gE and 10 g. 
PONS hes. to 15? atts sealed tube, To (KtO},PONa SOH in 120 g. tert-BuOl Save 4.7 g. HE and 8.9 g. bis. 
Crom Eg. (EMO, PORL and 2 6. Na in Et:O) was added (butaxypenteny!) ether, as well as 3.2 x. intermediate 
40 wl, Calle and Yu gy. If, EuO distd., and the mixt. UNseparable mixt.; 27 g. Tand 14 x. KOH in 200 g. 
treated with stirring and heating with 12 g. IV and Fee, dioxane after 0 hrs. give Og. Wand 1 ¢. of the above g 
thaned to hey (ppt. of colloidal NaCl; distn. Bive 1.4 ether, as well as 12.5 «1. Heating 20 g. I with 10 g. 
K. methorypentahene amd v7 sg. IV, and the viscous KOH in 100 g. 70° EO 3 hes. gave 11.8 g. I -butoxy-S- 
tesidue, treated with LO amt Eu and the Org. layer ethoxy-~3-peniene CV), tye 107-97 and 2,.2 Fo 
distd., gave ZI. hquid. by MO-215°", 3.3 g. IX. bj, Penten-S-ol, ths 125-8°, r¥? 1.448, d2* 9.0030, 7 (40 g.)_. 
21S "18", AAS FHS, and 4.1 g. X, bye 235-45 °, wAS 1.4505.— and £.5 x. Na in 195 g. BuOH after 4 hrs. at 100° gave 
When (EtO) PON. (from 1g. (EtO),POH and 2g. Na UAB g. id ant 6.2 g. IV, the 121°, AY 1.4303, d?° 0.8583, 
in Et,0) was similarly heated in Colle 3 hrs. with 2n g. Heating 9 gs. Land 5 xg. powd. KOH 7 hrs. on a steam 
Hand 2g. 1, there was obtained only 28 g. If and no bath gave 0.8 g. IM and 5.5 g. 1. Il (40 x.) and 20 g, 
other products. A simifar 3-hr. feaction of (iso-BuO),- ¢ KOH in 120g. row refluted 3 hrs. gave 10.2 g. III, A 
PON« (from 15 g. (iso-Hut) POH and 1.8 &. Na) with” 93g. 1 -butory-3-cthaxy-4-pentene, try 78°, wY 1428p, 
22g. UE and 10g. IV kave 2.4 g. methoxypentadienc, d3* 0.8832, and 3.2 g. V. Heating 2 g. nualeic anhydride 
LZ g. IV, 5.1 g. intermediate fraction, by 110-220°, and and 3 og. IT gave a liquid adduct, Calli. try 192°. 
1G g. tetra-tiw- Ru analog of TX. by 236 8%, aly LL <0 Action of isomeric methoxychloropentenes un Sodio. — 
Sauilurly (KiOyPONG «from tg. (EtO);POH and 1g. lacetoacetic esters. A. N. Pudovik,  Thid. 1004-45. 
Nad and 10g. Min Calta on distin, of the EGO and part er bras 3.5 x. Mg, 12 x. AcCHLCOEt, and » ¢. 
of Calle gave Hd g. peonkiet, Ine Lh 16", ae LL Aa7 E.OH with a little CCh initiator until the Mg dissolved, 
Lappurenily IX), Lt g. intermediate fraction, and 3.0 g. foowed by addn. of 15 g. CICH CH: CHCH,CH,OMe , 
X, by» 257-433", aY 1.4500. on : 


3" 
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x.). Iwitht “mole PHL wave fy 3 hes. (after CO, treat- 


t) 26.40% Wand 3.15% US; in 24 brs. the amts. were 
‘ee Hite &g. 5%. while in BO hrs. they etait 4p and 7.0%. 


> resp. 


1. Kosolapoff 


APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3" 


CIA-RDP86-00513R001343520019-3 


RRS SISO ima 


ee " sorbed), gave 9 g, unreacted material and 16g. Cl compds. 
: ae [0.6 g. liquid and 14.6 g. solid form (crude, bie Li0-30°)] 5 © 
utadiene and ae oe of iso- ” .. similar chlorination of the 1,2-isomer gave 7.7 g. solid and. 
- Qe Pudoviky 


ur. Obs. 6.1 g. liquid tetra-Clcompds. Neither the 1°2-northel4-". 


) mit} to, 1 92(1949),— ‘di-Cl compd. isomerizes in 5 hrs. at 130° andaslight change. - shies 
Chlorination of butadiene (1) at —10° to —15° in CHCh | : of n occurgin the Ist instance after 10 lirs, at 200°; however, Bedside 
always yiélds some Cl, compds,, whose amt. increases from * >, isomerization occurs at rooin temp. with 16 ZnCh (resulta ws 
; 20-30% in ‘enses of large excess of I to higher values with cited above)... Heating 18g, L,d-isomer with 20 R. AcOH ; 
higher “amts. of Cl; without solvent no addn, takes - ’ and 30 g. KOAc 6 hirs. to 130-40° gave 1:8 B- 3-bulene-1,2- 
place dnd ‘the I is merely polymerized to a gelatinous diol diacetate, big 88-B°, 24 1.4905, d2 1.0603, and 18.9 5. 
mass; \the ratio of 1,2- and 1,4-di-Cl compds: varies but j 2-butene-1,4-diol diacelate, bys 110°, n¥2 1.4435, d7* 3.0896; os. - 
little upon variation of the Cl ratio, and gencrally 55-60% similar reaction of the-1,2-isomer gave 6.1 g-and 3.3.¢.,. | 
of the 1,2-isomer forms; Et,O or CyHe sols. give similar resp. Hydrolysis of the 1,4-isomer by heating 50 5. with: — 
"results. ‘The di-Cl compds. isomerize in the presence of “430 g, #0 contg. 04 g. calcined soda 16 brs.on a steam. * 
 AnCh Cetirves are given for 17") and the rate ts much ~ _ bath with stirring’ gave 9.2 g. T-butene+1, dial, bs.08%, .. .- 
slower than that of alkoxychlorupentencs; at equil. the ~ MAD EABIN, 42° 1.0400, “and 9:9 2-bulenest,S-dtol, bry 
mixt. contains 67-70% 1,4- and $0-3% 1,2-isomer.- ‘The 182°, a LAMO7, di 1.0839; imilar hydrolysis of 50 go: 
= difference from thé results of chlorination of I thus is be-. 1,2-isomer even after 120 hrs. showed much uureacied CL 
‘ : yond expt. error and must be assigned to a complex na- compd. and no divls could be isolated. Addn. of 20 g. 1,4- 
~ ture of the chlorination, which proceeds both by ionic and ¢ isomer to 20 g- KOH in 100 g. MeOH and heating 3 lirs. 
by moi. routes (polarization does not reach ionization). _ on a'steam bath gave 7.7 g. 1,4-dimethoxy-2-butene, brea - 
Passage of Cl (3-2 bubbles/sec.) into 200 g. CHC), and 200 | 142°, ny 1.4210, d?° 0.8967, which with KMnOQ, gave . | 
g. 90% I with ice-cooling until a 80-g. gairl was reached methoxyacetic acid, be 92°, 839 1.1170; similar reaction of 
gave 10 g. 1,2-dichloro-3-bulene, bu 48-4°, nie 1.4605, — 15 g. 1,4-isomer with KOH in PrOH, gave'0.4 g. I-chloro- . 
and 8.2 g. 1,4:dichloro-2-butene, be 75-B°, nip 1.4888, as butadiene, bre G5-6°, and:7.1: 8-.1,4-dipropoxy-2-butene, fo. 
» well as 8.1 g. residual tetra-Cl compds., from which some by 83°, n39 1.4310, d2°0.8631; similar reaction of 20 R145 
» cryst. preduct,;m. 73° (from CHCl), wasobtained. Repe- di-Cl compd. with 25 g. KOH in-150 g. BuOH gaveO.7g. ” 
: tition until a B5-g. gain in wt. was reached gave 36.3 g. ‘chlorobutadiene and 7.3 g. 1,4-dibutoxy-2-butene, bs 98-.- 
1 1,2- and 28 g. 1,4-di-Cl, and 31.6 g. tetra-Cl compds., 4 100°, nis 1.4365, d2° 0.8618, while the use of fert-BuOH . 
: while addn, of 180 g. Cl gave 85 g, 1,2-and 78g. 1,4-di-Cl | {with 15g. di-Cl compd.) gave 4.7 g. enide chlorobutadiene ~ 
: isomer, and 143 g. tetra-Cl compds. Passage of Clinte 200 and material of wide boiling range, by 40-80°, which wus. 
g. in 4C0 ml. dry EtsO in 6 hrs. with cooling gave 44 g. not identified. Warming 12 g. pawd. KOH with 12 g-1,2- 
* 1,2- and 40 g, 1,4-isomer; similar reaction in CyHe gave - - di-Cl-compd. gave 6 g. chloroprene; b. 59°, n¥? 1.4572, ina - 
23 and 18.5 g., resp., as well as 18.3 g, tetra-Cl vigorous reaction; repetition in EtOH gave largely chforo- :. - 
conipds. . Passage of Cl at —15° into I for 5 hrs. at 2-3 prene and a very small amt: of crude 1,2-diethoxy-3-bulene, © 
. bubbles/sec.. gave no Cl compds. and only 10-12 -g. I ~ bre 150-65°, mip 1.4280. Addn: of 40g: (EtO),POH to 
. polymers, Addn. of 31. Cl to 20 g. (: CHCHACH)s in 40 ‘ ; 9.7 g. Na in-Et,0, followed-by adda, {after-soln. of the 
ml, CHCk with cooling in 0.5 hr. (5/6 of the-CI was ab- ~ { Na) of 40 g. dry CoH and 15. 1,4-di-Clcompd., distn; of ; 
Sarr 2 oe ee i eine eee a oes: 


: 
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Ni 


af AM Pd 


' : ~ the Et,0, heating the residual mixt. 3 hrs. on a steant bath, 


i : - decantation, and distn. gave 2.9 g. ((E/0)sP(0) CHiCH. as : 
by; 226°, n}e 1.4547, d2° 1.1247, and a glassy distn. residue; _-. 
od, repétition with the 1,2-Cl:compd. gave only a viscous, | - 


@ undistillable ‘mass... Heating. the 1,4-di-Cl compd- (7-g.) 0. 
with 20°g.. {EtO):P in a sealed tube 10 hrs. at 200° gave. 
~ 8.8 g. product, bis 80-8°, nig 1.4240 (which on redistn. ~"--. fe tah rik 
“gave @g. (E10)2P(O)} EL, bis 87-8°; n7P 1.4150); and 9.6g.0 00 2 eee 
~ diphosphonate, identical with that above; similar reaction Sunes 
= of the 1,2-di-Clcompd. gave 8 g. EtPO(OEt):, 2.5 g. prod-. 
tct by. 120-60°, and 10 g. distn. residuc as'a glassy resin.~ 
Thus, the 1,4-isomer: reacts with KOAc ‘mainly by’Sx2 - 
(Qnd-order nucleophilic substitution) mechanism, while ©; 
the 1,2-isomer reacts solely by the Sy} (Ist order) mech--. 
~ anisin.. So! ica er ~  G.M. Kosolapoff. . 


APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3" 


CIA-RDP86-00513R001343520019-3 


"APPROVED FOR RELEASE: 06/15/2000 


punovik, A. N. 


‘yemn/chemtstry - Alcohols = Jan 
-. ., Chemistry - Rearrangement, Allyl 


"Allyl Rearrangements: Action of Alcoholic 
Alkali. on Butoxylchlaropentene Ieomern," A. N. 
Pudovik, V. I. Nikitina, Lab of Org Chem, 
Kazan State U, 7 1/4 pp 


mznur Obshch Khim" Vol XIX, No 1 


In methanol and ethanol solutions, potassium 
hydroxide converts L-butoxy -5-chloro~3-pentene 
4nto corresponding ethers. In the case of 
normal propyl, normal butyl, and tertiary 
butyl alcohols 1-butoxy-2, 4-pentadiene and 


oo 58/Kor 1 


| USSR/Chemistry - Alcohols (Contd) Jan 49 


aibutoxypentene in yields of 5 - 17% were also 
obtained. With tertiary butyl alcohol, forma- 
tion of dibutoxypentene wes principal reaction, 
Mechanism of reactions involved ia explained .— 
by the drop in dissociation of alcohols used 
4nto alkoxy groups and a proton. Submitted 
22.0ct 47. 
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Chemintry ~ Hydrolysis 
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N, Pudovik, Vv. 
Org, Chom, Kaze 


Ghiorine) ‘Ethers to 
Te Wikitina, 8. he 
n State U,3 PP 


Aygiatova, Tab 


"Zhur Obsheh Khim" Vol XIX, No 2 


Studieu ndditvion of ch 
putyi and chioromethy) 
Separate and lint 

addi oton products. 
halogen othora pro 
pondence upon molec 


ceeds 
yviar weight of halogen ether 


fon of ethoxychloro~ 


radical. Studies Lpomers.zat 

pentenas and putoxrychloropentenes at various 
temperaturen and concentrations of zinc chloride - 
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Additior: of ..-halo ethers to butadiene. A. N. Pudo- 


w VALVT Nikitina. aint S. Kh. Algistova. Zhur, Obshehe¥- !1°@@ 
Nhow Ub Gas. Chem » '0, 20 SUION).--- Butadiene it the alkaavetebareps eetete sae tue Beem atee oh reat or aee i { 
i C180 GV coated ie Dy dee bath wos anivedd with 20) 


ey ees : Be nde Zn at amd aT owas doue oe the erated 
FrOCIGCh andl K. 20h, shaking the closed vessel in an : : 


‘ . earlier (PL and Artauov. Of. 42, 62 Dar. The resitte : -ee 

we bath lO 15 hes., letting stand 10-15 hrs. atroamtemp., are given graphically. At — 10° alinest no bomenizatyy: i g 
© washing with Water, and ettn. with EuO give 170g. f- of BrOCH CHLCHCICIUCH, takes Place with OTS), H 

ethoty ts Alone b-pentene, by ON") YP 14985, ate O.L800, 5 ZnCl, in days. ant omtly So) wah (ANT Zach: anit: clsee 
and Ly. fecthor siwchlore3-pentene, by 44, ahs 1.4510, jt is iunnvrisal WOES i adage send 24 40, eT obeys with ' 

ye fhe V7. Simufasty, ata 6. Mnttadlene and 44 { Dues irae gale fuUL, 284, and Sb, eh Ni anes ea 

ET OCHACE with ira G rer atten ty) B.D bubany- taht 4. AACL. aid CAD ad OS et Ot innate Jal. bece \? _ 
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PA 64/49T15 


PUDOVIK, A. N, 


Chlorine to Butadiene and 
the Isomerization of the Dichlorobutenes, * 
AUW, Pudovik, Iab of Org Chem, Kazan State 
U, 13% pp 


Shur Obskch Khim” Vol XIX, No 6 


‘The addition was studied in solutions of chloro- 
form, ether, and benzene and without solution. 
In the first case, 1,2-dichloro-butene-3 com- 
poned 55-60% of the isomeric dichlorobutenes 
formed. In the second, the butadiene was 
per tially polymer ised, but products vere not 


detected. - Additions ‘of ‘chlorine’ to: we ‘severe: 


Giohlorobutenes predwoced reactions with 
weactioally identical epeeds. Butadiene 
tetrachloride vas formed in small quantities 
even during very slow passage of the chlorine 
im the presence of a large surplus of butadiene 
in the mixture. Thermal and catalytic 
isomerization of the dichlorobenzenes vere 
Carried out, determining that in a state of 
equilibrium the mixture consists of 30-33% of 
1,2- and 76-706 of 1,4-dichlorobutene, and that 
CHQC1 groups have greater positive inductive. 
effect than the ROCKS ‘=*C, group. Details 
effects of other substances on ‘the dichloro- 


benzenes. Submitted 13 Mar 48, 
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PA 64/4,9TLL 


N, 


PUDOVIK, A. 


Allyl Rearrangements: XI, The Action of 
Isomeric Methoxychlorcpentenes on Na~ 

lacetoacetic Estera,” A. N. Pudovik, Iab of 
& Chem, Kazan State U, 124 pp 


| *Zhur Obehch Khim” Vol XIX, No 6 


‘Wo allyl rearrangements occur in the reaction 
of primary methoxychloropentene with Na-derived 
methyl, ethyl, propyl, and butylacetoacetic 
(esters, but they do ocour when secondary 

| methoxychloropentene (1-methoxy~3~chloropentene- 
hk) 12 used. Shows that di-substitutea ‘ 
‘derivatives of acetoacetic esters were obtained 
=> : 64/KOT II 


‘WSSR/Chemistry ~ Allyd Rearrangements Jun kg 
(Conta) - 


‘by the ester decemposition during heating with 
‘gwOdium ethylate in an alchchol medim. As a 
result of the reaction between n-cctylchloride 
and Na-ethylacetoacetic ester is obtained the, 
‘Product of the ester decomposition which ‘ 
‘originally forms the ethyl esters of 
ethyloctylacetoacetio and ethyloctylacetic 
acids. Submitted 6 Jan 48, 


-_ | | 64 /sgnaa 
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a Chem., USSR. 1900, 1B: 1084— 1088" Wasi iV 
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uA Via 
i 
sorbed). gave? “unreactert mt terial and 16 §- CL compels. 
; acqtss Gg. wd fon tenate. De pee ye 
Addition of chlorine to butadiene and reactions of is0- suse cesataens of the 1c awry gave 7.7 £- sera and 
meric dichlorobutenes- A. %. ovik. Zur. Ob- $ Neither the 1,2-30r the 1,4 
shehel Kat. (J. Gen Chem.) 19, PYTo-2( 19) di-Cicompd- in Shee. at 1aot and a slight change 
Chiorination of butadiene (Hat yw’ to — 18? in CHCh of noccursin the ist instance after 10hrs.at Lined yet, 
always yields soite Cicompds., whose amt. i rom ° t seathnt accurs at room temp. with 1% Anti, (results 
. ces of 1 to higher values with cited above). Heating 13. 1.4: with 20g. AcOH. 
4 takes and 30 £- KOAc 5 hrs. to rw’ gare 1S g- Z-butene-1.2 
i diacetate, bre yw? Rw 1.4, at® G03, and iIs3¢ 
Ty 1187. AP 4235, dt LASS; 
aml 


inass, the rat E 
ittle wpert yanation of the Cl ratio, and gener 
of the B2-tennet fereanss Hrd or Cable solus. give similar . 
Neanitts, The CL cones jsomreraze ite the preamnee of 40 g. HO conte. tHe A e 
ZnCl, woury 37) and the rate is much bath with stirring x2NS 2 sz -butene-L2ated, bie 
slower i = nf? 1.4616, dt? pana, and 9.2 £- p-dutene-1,4-at . ts 
mixt. contains Bs > ry 1ya7, wi? ba8e. aye LON, Samnitar hydrolysis of 9 ¢- 
difference C inati is 1 Q-somer ever after PN) hes. chawed much unreacted CT 
youd e i is compd. and no thiols coukd be wolatert. Ackin. of Rg. 14 
ture of isomer to a g- KOH in 100 g. MeO and peating 3 bre. 
by mmol on a steam path gave * 7 1 4-dimethoxy-2bulent Ure 
Passage 142°, «¥ 1.4210, az® 0.9967, which with KMn0. 62V 
BO" pacctie acid, bo 92" aye 1.1179; sini reaction of 
fave 1 &- 15 g. 1 d-isomer with KOH! in Pro gave 0.4 & [thors 
and 8.2 £- pdedichloro-2-duten es b. butadiene, Ire 45-6", and 7.1 g- 1,6-diproposy-2-etemt 
well as 8.1 &- resittial tetra-Cl compds., from ‘which some be S3" AD L.A310, 39 0ST similar reaction of 2) §- 1,4- 
eryst. product 11. 73° (from cHch). wasobtained. Repe- i-Cl comps. with 25g. KOH in 150 8. BuO! gave 0-7 K- 
tition rntit a ig. ain in wt. was reached gave 36.3 £- chiorobuladient and 7-3 &- 1 4-dibutoxy-2-bulene. as- 
1.2. and 28 k- 4 bi-Ch, and 31.5 g. tetas compds.. ° 190°, #¥ LAg6s, de OBIS, while the use of tcrt-BuOH 
Ch gave S78: 12- and 78 B- 1,4-di-Cl {with 15 g.di-Cleompd.) gave 4.7 §. crus chicrobutadiene = 
As. seage of Cl jnto and material cl wide boiling Tange, 7 40-87", which was 
i pot identified. Warming 12 5. pow" ~OH sith 12.46. 1,2- 
chlor oprene. b. 2° RP 1.4572,i0 8 
ve Largely chloro- x 
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SEES 


the Et), heating the residual mixt. 3 brs. on 2 steam bath, 
decantation, sod distn. gave 2.9 g- ((E10),P(0) CH.CH:):. 
tae nt yABIT ANS? L.V247, and a glassy distn. residue: 
repocitint with the 3,2-Ch compl. gave only a viscous, 
@ anthstillable mass. teating the 1,4-<1i-Cl comp. (7 g-) 
with 2) g. (EtO):P in a sealed tube 10 brs. at 2)? gave 
6.5 g. product, Dis emi 1.4240 (shich on redistn. 
gave 3&. (Ei0);P(OVEL, Dis 87-8°, nf? 1.4150), and 9.6 g- 
- hphosphonate. identical wit + similar reaction 
ofthe 1.2 
tiet bye PU wa’, 


prod 


‘Thus, the 1.4-isomer react 

4 ttnd -orfter nucleophilic su! 
the Ut-isomer reacts solely by the 
waeeestel 


ay Swi 
while 
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PUDOVIEK, A.N.; ARBUZOV, B.A. 


Zina ens 
ee eS eS 
Saewececrt 1S ee 


Addi tion of dialkylphosphorous acids to unsaturated compounds. 

Part 1: Addition of dialkylphosphorous acids to é Serereti’ 
ketone. Izv.Xazan.fil.AN SSSR Ser.khim.nauk no.1:45-52 ‘ 

ere (MLRA 10:5) 


(Phosphorous acids) (Vinyl compounds) 
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PUDOVI .ARBUZOV, B.A. 


Addition of dialkylphosphorous acids to unsaturated compounds, 
Part 2: Addition of dialkylphosphorous acids to the nitrile of 
acrylic acid and methylmethacrylate. Izv.Kazan.fil,AN SSSR Ser, 
khim,nauk no.1:53-58 '50. (MERA 10:5) 


(Phosphorous acids) (Methacrylic. acid) 
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Acetylene allene rearrangements 1 The action of 
esters of phosphorous acid ot 2 methyl-2-chloro-3- 
vutyne. A. N. Pudowik Rasen State Univ.) Zaur. 
tisha bed Khem. ot (en Chem) 20. a2 ac 19s, ef. 
co 44, ENE. Me Clie “dg Dand WE. aoe 
ifter Ut hes ima thedl tube. ye 78 C: 
ope OF DAL CHEEPOLOES « 4 

ate boas dy? PALL abot he unidentitied aubstaniees. 


en Es ambS og 6a Lasso wae and aay Ise 
ab DH, tbs hy 


ayesrvegeed tatte featgedd oyes atten -t bes 
aeubyses wath cette a eb neve ct serupey free alt sed comely 
POH, erates Coantirenedd D8 atnalysts of the ta walt, 
wineh is not deserted). Phe results tne similar when the 
reac tore ys ruts tt Tip a an ese wa’. although it 6 less 
fromplete, ne reat Suet teak place vt wi after 10 lies. 
lowever. og chloride 30 4 Tiasphite Treated int Ww 
ait. dew Cable Wh tes. Ge EXUE gew on oo Mer €: CHPO- 
tObEtta. te qo 2%, at! \ : Rug. diphor- 
phonate ifentical witht 1. The allene 
ary toes nat deh ppt Lag or Ca. 
The ated a tsfeongelas ve tees Tamed at $30". 
1 with KVtned, ese Ate CO, coutent 

whitey 148 atleae lenny thortedd 7 bes te 
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Allylic rearrangements XI. Preparation of mer- heated Sohrs. to HO showed no detectable teaction 
captans of allyl type and their transformation [nto thio HuOCH.-CH-CH:CHCILCE 125 gant 9.5 g. KOH in 
ethers. ALN Padevik and N.N. Kudryavtseva {Kazan lhe mt M8 EtOH, previondy satd. with ELS, kaye 
State Univ. Zheceiaths het Khim. (J. Gen, Chen.) 20, safter 2t hrs. 4a, L-butoryat-penion-s-thiol, Du le 
Bis BH 1a cf C1 42, Lilt: 44, 1896¢.— Methods were hat, ety EAGT, EY CORE and 2Ae corresponding 
developed for the formation of cither mercaptans of thio tae thee, Ia INS -* aie Lissa, dae NuOCH,- 
ethers frat allylic halides and metal hydrosutfites, Alltytic CHCHCICHE CH, dit not react at feann tenip, tat after 
ineteaptans are converted to thlo ethers with evolution of hes. ota steam bath 1 pave (from 80g, vilorkle 13 tg 
ILS on heating Primary metherys, ethoxy-, of butoxy- thiol tidentical with the abovet and 17 2g. thlo ether. 
charopentetios feat with hydrosulfides nosmally without The Met} analog gave 13° [-methory-2-penlen-5-thivi, be 
ive shaft, white the secondary derive. react with a fuile res?, AY? LATTE, dg? OOTR3, and a haee of a higher- 
allylic rearrangement) A: sebi. of fg Nain 100 ml. aby, bailing fraction trusts the primary vhlorble, while the 
KVOED was satel with 1s and rethexed Bo hrs. with 25 g. : chloride, which reacted only ut coflua, gave 34 
FrOCH CHL CH CHCERCL, distr. of the org. products 5. thio cher, bye 161°, nif 1.4940, and 2 x. thiel. CHE. 


ee POUT Peethory 7+ Softer TO-¥°, A72. re : 
Leper Ae he Tepenten-s-thivl, by 70-1", nit 1A725, CHCH,Br (25 g.) yielded 0.3 g. crude ay! mercaptsn 


poet” CROCIKCH CH: CHCH MS, Ins ie : ee 
dane yes : * ‘ % (pure, b. 61-0", YP LAO80, dye Ose, and dg oh 
Pt gh Late, dg ONO: the batter forms slowly daar, b, LaN-407, AP LABIA: She deiner Risnceus nd 


tet 


: cet heating, such as is encounteree 5 7 
ye batons tien \ eas pee eager — rates standing und is gtudually cusverted to thee thio ether on 
firs} eave O01) g. rercaptent and 3.9 g. thio ether. Simi- ing. tM. Kowolapoff 
larly ELOCU,CHICH THCICH: CH), refluaed 3 hrs.. gave 
Bly. Detthaey fepenten-3-thiot and 7.5 g. thio ether. The 
thiol farms the thie ether at a rate which is appreciable 
ever at 8) amd becomes rapid at 130°, The structures of 
the products were confirmed by KMnQ, oxidation to A- 
rthaeyprepiony went by Ee, AP LATS, Me(CH,) SH 
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Addition of dialky! phosphi detected (11,PU, would form if the phosphono Oup attach« 
nitriles, and esters. A. a f : Uself to the a-C atom in respect to the Co won) rant ne 
<A. EL Arbuzov tnst., St; i : product showed ai active keto group hy qual. reactions 
-Had. Nauk S.S.8.R.73,7427- - Ct. 44, with Na nitroprusside and 2-CyHiOH, and by formation of 

PON, 4 phenythydrazone, On this basis the structures of the 


Ise, --The addn. of (RO); a to unsatd. compds., dis- 
covered earlier (ef. above ref.) in reactions of secondary following products, MeC: CHCOCHCH,PO(OR),, were 
established 50%), bs 169-71", nis Tartt, 


allylic chiorules itd. compds. g 
with an cumnpds, contg, CO, CN, of zi “i AHSS, BP L660: sya. 
clectron-attractive properties SS-9° G3 1.0013: Bu 57 
8-C atom of the ethylene link he IY 162: 0112), ‘t 
reagents to the unsatd. link,- 5 i ergetic and 
group itself is c 
lerivs. rea 


+ io-Pr 
eran 's FICO), bu A7ES, 

Usually the sede bu 877-87," 9 With 
ts. of RONa. OMe the reaction i sluggish and 
he same Rin w . rable amts. of 

sesterifications. ees i CHMeCO Me 
products contg. 1 double bond - terrae LAITT A LL: 
tydrolysis of the product obtained ~3, ‘° 11213; ito-Pr 
Neans of HCI yielded EtC! (in an ny 2° 1.0612. The reactions 
“ail, Corresponding to an equimolar adduct): no HPO, was “PPeur to proceed by a . “and Na* to the 
tnsatd. link, with subsequent feplacement of Nu by H 

supplied by a 2nd mole of (RO}):POH, thus 5, eeneratin 
(RO);PONa. G. M. Kosolapoff . 


for satisfactory ac 
RONa and the 
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Addition of dialky] phosphites to mraz 20 357 go? wae) go ae 
unsaturated compoun nay LATEL, de? Luge; di- Bu ester, by 182°, mye LAT, dé 

A dew method of synthesis of B-ketophosphonic woe og fins. Addns. to unsutd. ketones with 2 substituents on 
(ALE. A ic bydroxyphosphonic esters. A. oN. Pudovik the vinyl group and to various unsatd. aldehydes, by the 
Rei pra Chem. Inst., Kazan Sec. Acad. Sci. 1S, sane technique, yielded’ HO phosphonates, having active 
Be ie ae lady Akad. Vauk S.S.S.R. 7. » 490-502( 1954) : OME groups (Zerewitinov method). Thus, unsatd. alde- 
eat Pree ~The addn. of (RO);POH, under the hydes and iesityl oxide add the dialkyl phosphite to the 
(ails tee Na, sutd. electrophilic carbonyl group rather than to the C:C double bond. The 
éxtented teribed in the previous paper (loc. cét.), wus products included the following: Mfe,C: CHC(OH) MePO- 
Vinyl geo. che 2itpkest a,d-unsatd. ketones, with the (OMe)s, Uny 136°, nip L457, d¥* LEL63; di-Et ester, by 
CD. PRT catntitutedd i Varlous ways. MeCH:CHAc Wee, wie Ladug, 2° 1.0075; di-is0-Bu ester, by 102-5, 
Poe: oh : gia and furfurylideneacetone (IL) gave 70. ni? 1.4409, d3* 1.0020; di-Bu ester, by 171-2°, nif 1 A440, 
place anlds of adducts. The mast vigorous adds. takes ds 1.0084; CHy: CHCH(OH) PO(ONe)s, tye 149-51", aft 
NCOP. Tecan eee hl. 1.4575, d2° 12188; di-Es ester, bye 154-5", ni? LAO, dae 
yrepd. included ; 1.1225; di-tso-Pr ester, by 140-1°, wie VANS, dB" LMS: 
di-iso-Bu ester, by 166-70°, m3f A411. le? LOO: di-Bu 

ester, Die 168-70, w¥P 14348, d2® O.060N: VMeCH: CHCH- 

: (OH) PO(OMe);, by 150-2°, nPP 1.4360, d2* L1GUO; die 

. 7 Et ester, by 183-4°, m¥P 1.4555, d2* E1005: (CHO)CH: 

> di-tso-Bu CHCH(OH)PO(OES),, m. 108-7°; PACH: CHCH(OH)- 

Bu ester, by, * PO(OMe,), m. 101-2°; di-Et ester, m. 104-5°. The addn. 

Ae 1.0737; AcCH,CH( GH) PO- of (RO):PONa to the carbonyl group wus first suggested in 

the reaction of AcCl with (RO);PONa (Arbuzov and 


BHAT, mie 14835, d2° BIBL; dicEl ester, 
11755, U3 1.1616; di-1s0-Bu ester, by 161°, Aempovsbayes 10d: 38) IOUT. Go BE: Kasolayon 
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PUDOVIK, a. N. 


"Addition of Disikylphosphorous Acids to Gnsataceted 
Compounds. I. “Addition of Dialkylphosphorous Acids 
to &,4-Dimethyldivinylketone,” A. N. Pudovik, B. A. 
Arbuzov, Chem Inst imeni Acad A. Ye. Arbuzov, Kazan. 
Affiliate, Acad Sci USSR 


"Zhur Obshch Khim" Vol XXI, No 2, pp 382-388 


Dialkylphosphorous acids shown to add easily to Gfl- 
dimethyldivinylketone in presence of small quanti- 
ties.of alcoholates -of alkali metals to form corr 
esters of phosphonic acids. Structure of products 
verified and mechanisn of their formation proposed. 
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Late emote NN pena poet prereset sameeren * aii 
: tylene Deri tives Aug 91 


II. Action of 


a Alkali Metal 
“a, N. 


"acetylene-Allene Rearrangements. 
Alcoholic Alkali, Alcoholetes, 60 
Acetates on Acetylene and Allene Chiorides , 
Pudovik, Lab of Org Chem, Kazan' State U 
1462-1471 


4m" Vol, XXI, No 8, PP 


Action of alc golns of alccholates and ale alkelis 
on Aimethyiethinyichlorometheane (rz) and aimetsy2- 
vinylethinylchloromethané (II) under conditions 
favorable to ‘pimol mechanism yielded ethers of 
aimethylethinylcarbinol (III) and aimethylvinyle- 
thinylcarbinol and, TesP, 4 sopropenylacetylene (IV) | 
Action of I ana Il 


‘ghur Obshch Kh 


ussR/Chemistry - Acetylene Derivatives 
(contd) 


jelded sme.’ amt 


eOH soln y 
-putadiene-1 72- 


ene chloride in M 


on all 
of Me ether of 1 -methoxy- 3-methyl 
Monomol aiconolysis of I yielded simple ethers of 


TII and small amt of IV. 
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PUDOVIK, A. N. 388717 


USSR /Chemistry - Acetylene Derivatives Aug 51 


"Acetylene-Allene Rearrangements. TIrt. Action of 
Organomegnesium Compounds on Dimethylvinylchiorome- 
thane," A. N. Pudovik, L. A. Mukhamedova, Lab o? Org 
Chem, Kazan’ State U 


Zhur Obshch Khim" Vol XXI, No 8, pp 1472-1475 


Examd reaction of dimethylvinylethinylchlaromethane 
with MeEtBr and MgPhBr. On basis of resuits cf oxi-~ 
dation of reaction products, concluded that both re~- 
actions proceed with partial acetylene-allene rear- 
rangement. Proposes explanation of rearrangement 
mechanism. 
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PUROVIK, ALN, 


USSR/Chomistry ~ Allyl Rearrangement . Sep 51 


"Allyl Rearrangements. XIV. Action of Amines on 
Isomeric Methoxychloropentenes," A. .N, Pudovik, 


Lenin : s 


“Zhur Obshch Khim" Vol XXTI, No 9, pp 1642-1648 
Action of isomeric methoxy-, iscpropoxy-, butoxy= 
chloropentenes on diethylamine, ethylaniline, 
aniline showed that primary halogen-allyl isomers 
react with secondary amines by normal scheme to 
form products structurally like initial chlorides, 
In reaction of secondary isomers with diethyl- . 
amine there was complete allyl rearrangement, 


191T43 
Pa tog ar 


USSR/Chemistry - Allyl Rearrangement ‘Sep 51 
(Contd) 


with aniline partial rearrangement » evidently by 
combined ionic and mol mechanism. Nature of amine 
affects reaction mechanism, 
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USSR/Chemistry - Acetylene Compounds Ort 52 
"Acetylene-Aliene Rearrangements. IY Ionic Theory 
of Acetylene~Allene Rearrangements ," A. N. Pudovik, 
Kazan' State U imeni V. I. UlL'yanov-Lenin 


“Zhur Obshch Khim" Vol XXI, No 10, pp 1811-1818 


From study of reaction kinetics, shows that. 
hydrolysis of acetylenic chlorides proceeds by 
monomol mech. Studies catalytic isomerization of 
dimethylethenylchloromethane in presence of metal 
halides. Proposes ionic theory for mechanism of 
acetylene-allene rearrangements. 
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USSR/Chemistry - Organophosphorus Oct 51 
Compounds : 


“Addition of Dialkylphosphorus Acids to Unsatu- 
rated Compounds. II. Addition of Dialkylphos- 
phorus Acids to the Nitrile of Acrylic Acid and 
Methylmethacrylate," A. N. Pudovik, B. A. Arbuzov, 
Chem Inst imeni Acad A. Ye. Arbuzov, Kazan' Af- 
filiate, Acad Sci USSR 


"Zhur Obshech Khim" Vol XXI, No 10, pp 1837-1841 


Demonstrates that dialkylphosphorus acids in 
presence of Ne alcoholate add to nitrile of 
acrylic acid and Me methacrylate to form 

194-232 


tent A 


USSR/Chemistry - Organophosphorus Oct 51 
Compounds (Contd) 


corresponding derivs of phosphonic acids. Proves 
structure of obtained products and proposes ex~ 
planation of mechanism of their formation. 
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FULL TRAISLATION AVAILABLS Si W-23177, 10 July, 1952 
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New synthesis of esters of phosphonic and thiophosphonic acide. Ts 
tion of dialkyl phosphites to the amide and eetere of ee ry ( S36) 
Invest, akad. Nauk S.S.S.R., Otdel. Khim, Nauk '52, 721-6. MLRA 
(ca 47 no.20:10467 '53) 


1. AB.Arbuzov Chem. Inst., Kasan, 
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~ Synthesis as se ‘of phosphonic and” thiophoaphoate 
acids. . Addition of dialkyl phosphites to unsaturated 
dibasic ‘acids oe esters. “A. N. Pudovik. Bull. acad. 
sct. U.S.S.R., Classe sci. chim. 1982; SEA Engl. transla. 
Chemical Abst. tion). See CA. 47, 10467e. XII. Addition of diethyl 
8 thionhpsphite - ketones and aldéhydes.: A. N. Pudovik 
Vol. 48 No. and aeva. Ibid. 825-30. See -C.A, 47, 
Apr. 25, 1954 104671. XIV. “Method” of synthesis of esters of amino 
pr. es phosphonic acids. A.N. Pudovik and’Af, V, pare ereaaa. 
. Organic Chemistry Ibid. 831-5. See C.A.47, 10468f. XV: 


Fy 
phenyl- and alky!phosphonous acids to est of methacrylic. 
. and acrylic acids. A. N. Pudovik and“). Kh. Varmuk- : 
hametova. hid. 803-6, See C.A.47, 1 a lc, 7 
H.L.H, 2: 
a) 


APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3" 


Seen She tes A 


i 


"APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3 


PUDOVIK, A.N.e; YARMUKHAMETOVA, D.Eh. 


New synthesis of esters of phosphonic and thiophosphonic acids. XV. ae 
of esters of phenyl- and alkylphosphonous acids to esters of naar be aay 
acrylic acids. Izvest, Akad. Nauk S.S.S.R., Otdel. Khim. Nauk ae 9 ei 
(CA 47 no.20:10469 '53) MLRA 5: 
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PUDOVIK, A.N.; IMAYEV, M.G. 
Oe patcelon of phosphonoethylation and diene synthesis acetals aes 
esters. Isvest. Akad. Nauk 8.8.8.R., Otdel, Khim, Nauk '52, 91 7 


311 
(Ca 47 no.20:10463 '53) (MERA 5:11) 


1. Kazan State Univ. 
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PUDOVIK, A. J: an G. A. Zametayeva 
"AGdition of diethyl thiophosphite to ketones and aldehydes ,' Tavest. Akad. Hauk 
SSSR, Otdel Khim. Nauk, 932-9, 1952. 


DIGEST AVAILABLE in B-64h19, 15 May 53 Cir. ne Ja ted {) 
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PUDOVIK, A. N. and M. ¥. Korchenkine 


RE Wo ee 


Izvest. Akad. Nauk 


"New Method of Synthesis of Esters of Aminophosphonic Acids,” 
SSSR, Otdel Khim. Nauk, pp. 940-6, 1952. 


DIGEST OF ARTICLE AVAILABLE (Tia ans lated ) 


B-694/q 145 — Mary S3 
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PUDOVIK, A.N.; IVANOV, B.Ye. 
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Addition of dialkyl phosphites and their chlorides to ~ oxides. , 
Aad, Nauk S.S.S.R., Otdel, Khim, Nauk '52, 947-55. (MLRA 5:11) 
(Ca 47 no.20:10464 '53) 


1. Kazan State Univ. 
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PUDOVIK, A. N., 
USSR (600) 
Phosphonic Acid 


Reactions of phosphonoethylation and diene synthesis with vinylphosphonic esters. 
Izv. AN SSSR. Otd. khim. nauk, No. 5, 1952 


9, Monthly List of Russian Accessions, Library of Congress, Bebruary 1953, Unclassified. 


APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3" 


9. 


"APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3 


PUDOVIK, A, N., IVANOV, B. YE. 
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Addition of dialkylphosphorous acids and of their chlorides to q-oxides. Izv. AN SSSR. 
Otd. khim. nauk, No. 5, 1952 


Monthly List of Russian Accessions, Library of Congress, February 1953. Unclassified. 
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1, PUDOVIK, A, N., ZAMETAYEVA, G. A, 
USSR (600) 
Phosphorous Acid 


New method for the synthesis of phosphonic and thiophosphonic esters. Part 13. 
Addition of diethylthiophosphorous acid to ketones and aldehydes. Izv. AN SSSR. Otd. 
khim. nauk, No. 5, 1952 


9. Monthly List of Russian Accessions, Library of Congress, February 1953, Unclassified. 
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1. PUDOVIK, A, N,, KORCHEMKINA, M. V. 
2. USSR (600) 
4e Phosphonic Acid 


7. New method for the synthesis of phosphonic and thiophosphonic esters. Part 14. New 
method for the synthesis of aminophosphonic esters. Izv, AN SSSR. Otd. khim. nauk, 


No. 5, 1952 
9. Monthly List of Russian Accessions, Library of Congress, February 1953. Unclassified. 
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PUDOVIK, A. N, 


USSR/Chemistry - Organophosphorus Compounds Jan 52 


"Allyl. Rearrangementa. XV. Reactions Between So- 
dium and Magnesium Salts of Dialkylphosphorous Acids 
and Isomeric Butoxyahloropentenes,"” A. N. Pudovik, 
Lab of Org Chem, Karan' State U iment V. I. Ul' 
yanov-Lanin 


"Shur Obshch Khim" Vol XXII, No 1, pp 109-113 


Studied action of Na and Mg salts of dialkylphos- 
phorous acids on isomeric butoxy- and methoxychloro- 
pentenss, Showed possibility of using Mg salts for 
synthesis of phosphonic acids. Reactions of Na and 
Mg salts with primary butoxychloropentene proceed 


207T22 


USSR/Chemistry - Pipe cannons Compounds Jan 52 
Contd 


agra tated aH NE ene 


without rearrangement; with secondary pentenes, 
however, there io full allyl rearrangement, with 
formation of alkoxydialkylphosphono-pentenes, 
identical in structure with those obtained from 
primary chlorides. 
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USSR/Chemistry - Organophosphorus Mar 52 
Compounds 


| | “The Addition of Dialkylphosphorous Acids to Un- 
III. New Method of Synthesis 


saturated Compounds - 
of beta-Ketophosphonic Esters," A. N. Pudovik, Chem 
Inst imeni Acad A. Ye- Arbuzov, Kazan Affiliate, 


Acad Sci USSR 
“ yol XXII, No 3, PP 462-467 


! 
| “Zhur Obshch Khim 
The esters were produced by adding dialkyl phos- 
| phorous acid to %, B-unsatd ketones in presence of 
| alcoholates of alkali metals. The addn products of 
| 
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Mar 52 


USSR/Chemistry ~ Organophosphorus 
Compounds (contd) 


dimethyl, diethyl, diisobutyl, and 
phorous acids to ethyldene acetone, benzalacetone, 
and furfuralacetone were sepd and described. 
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USSR/Chemistry - Organophosphorus Mar 52 
Compounds 


"The Addition of Dialkylphosphorous Acida to Un- 
saturated Compounds. IV. Addition of Dini kylphona- 
phonia Acids to Unsaturated Aldehydes; New Method 
of bynthesizing Unsaturated of-Hydroxyphosphonic Ea- 
tera," A. NW. Pudovik, Yu. P. citayev, Lub of Org 
Chem of Kazan Affiliate, Acad Sel USSR, and Kazan 
State U 


“Zhur Obshch Khim" Vol XXII, No 3, pp 467-473 


Dialkylphosphorous acids in presence of alcotialates 
of alkali metals will add to ay, P-unsatd aldehydes 
at the carbonyl group, forming esters of unsatd 


augthe 


Fr ganopnospnorus 
Compounds (Contd) 


' 
@-hydroxyphosphonic acids. The products of addn 
of dialkylphosphorous acids to acrolein, cinnamic 
aldehyde, crotonic aldehyde, furyl acrolein, and 
hexndiene-2,4-a1-1 were sepd and described, 
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Compounds 


"The Addition of Dialkylphosphorous Acids to Un- | 
saturated Compounds. V. The Addition of Dialkylphos-— 
phorous Acida to Methylacrylate, Vinyl Acetate, and 
Vinyl Butyl Ether," A. N. Pudovik, Chem Innt. iment 
Acad A. Ye. Arbuzov, Kazan Affiliate, Acad 8c4 USSR 


“Zhur Obshch Khim" Vol XXII, No 3, pp 473-77 \ 


Dialkylphosphorous acids will add to methyl agry- 
late and vinyl acetate, in the presence of alsohol- 
atem of alkali metals, to form the corresponding 
methyl esters of p -dialkylphosphonopropionic acid 
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USSR/Chemistry - Organophosphorus Mar 52 
Compounds (Contd) 


and § -dialkylphosphonoethyl acetates. Dialkyl- 
phosphorous acide will!not add to vinyl butyl ether 
in the presence of alcoholates of alkali metals and 
phosphoric acid. 


i 
4 f 
ca 


FUDOVIK, A. X. 


CIA-RDP86-00513R001343520019-3" 


06/15/2000 


APPROVED FOR RELEASE 


"APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86- 00513R001343520019-3 


: aes fants Saher -- eh Fea i A NB TE SAT et WES MES BT A STN MEE OL REESE =| TRE Se 


‘the’ addition of dialkyf akaspanes to raatatarate com- Bz 
“oun Ill. New synthesls of 2-oxo phosphonic ah . 


udovik. J. Gen. Chens. U.S.S. E 
a). See Cd. 47,2 2586f. 1V, The addi-- 
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Vol. 48 New 5 : “thon of dialkyl phosphites to uns -aturated aldohydes. New 
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© vether. A. N. Pudevit. J. BRI asee Cul, 47 
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USSR/Chemistry-Methcexychlerchexenes 


"The Additicn cf d-Halcesen Ethers ci the CHACHCL -C-BP Tyre tc Butadiene," Lac. cf Crz. 
Chen, Kazant State U. 


Zher Obskch Khim, Vel 22, Ne 5, pe 773-781 


Chlorcethylmethyl ether (I), chicreethylethyl ether, and  chlercethylougyl ether were 
added tc butadiene. and the ecrrespcnding 1,2, and 1,4 additicn preducts were isclated and 
studied. Catalytic isemerizaticn cf methcxychlorchexenes in the presence ci zine chlicride 
was studied. In the state cf equilibrium, 90-93 & 2-methoxy-6-chiorc hexer.e-k and 7-10% 
2-methoxy-li-chloronexene-5 were fcund to be presnet. The type cf additicn of (I) tc 
butadiene was detd. Frem 65 to 70% of the ether is added at the 1,2 positions, and 25-35% 
at the 1,4 positicns, In the authcr's cpinion, the addn cf halcgene ethers and cther 
halogen derivs tc butadivne orceeeds net ionically but ionomolecularly. 
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Dialkylphosphorous acids, in the presence of i 
sicoholates of alkali metals, readily add to | 
esters of cinnamic and erotonic acids with the | 
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formation of esters of $—dialkylpliosphone- : 
$-~phenyl propionic and P-dialkylphosphonabutyric \ 
acids, resp. The 3apon of the latter resulted in | 
the formation of A-phosphono- # -phenylpropionic and 


B-phosphonobutyric acids. 
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"Allyl Rearrangements. XVII. The Reactions 
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Nikitina, Lab of Org Chem, Kazan' State U 
imeni V. I. UL'yanov-Lenin 


“ghur Obsheh Khim,” Vol 22, No 9, PP 1553-1559 


The reactions between isomeric methoxychloro~ 
pentenes and benzyl magnesium chloride (I), 
ethyl Mg bromide ( II), and butyl Mg promide (IIT) 


were studied. When (t) reacts with {someric 
ezeTe2 


ee 


methoxychioropentenes, mixts of isomeric me~ 
thoxybenzvilpentenes of identical compn are 
formed. This reaction proceeds by an ionic 
mechanis=:. As @ result of the action of (TI) and 
(tr) on isomeric methoxychloropentenes, mixts — 
of the corresponding 1 -methoxy-5-alkylpentene-3 
and oF me zhoxy-6-beta-nethoxyalkyloctadiene=3,7 
compds are formed. The latter product also 
forms es a result of the direct action of mag- 
nesium ou isomeric methoxychloropentenes - 


cyosee 
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"Allyl Rearrangements - 
Between Methoxych Loropentenes 
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Khin" Vol 22, Wo 9, PP 1559-1562 


ric methoxychLoropente- 


names and sodium ethyl- and putylxanthogenates 


were studied. 1 me thoxy-5-chloropentene=3 
and putyLxanthogenate 


in a normal manner under formation of 
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CIA-RDP86-00513R001343520019-3" 


APPROVED FOR RELEASE: 06/15/2000 


PUDOVIK, A. N. 


Chemical Abst- 
Vol. 48 No- 8 
Apr. 25s 1954 
“Organic Chemistry 


APPROVED FOR RELEASE: 06/15/2000 


"APPROVED FOR RELEASE: 06/15/2000 


Sc SSE SS NP APR SPYDER CRS SE! VO 


oe Bae 


4 


x 

organomagaesium TL aad x rubies z ; ay 

“traps tal toast hn 7 
pentenes- MFP ASAT IDGOK EME. FT eric 
Chem, (USSR iy, XVI, Reactions |, SNS 
pears djtitorapentenes with salts of xan sec 
mi . ae ‘ GOy-a.--fee C.F 
Pudovik and S._V.- Zotikova. Thed. 1 HW. OL. Het 


47, BIB. 


CIA-RDP86-00513R001343520019-3 


CIA-RDP86-00513R001343520019-3" 


06/15/2000 


"APPROVED FOR RELEASE 


CIA-RDP86-00513R001343520019-3 


USSR/Chemiatry - Organophosphorus Nov $2 
Compounds 


"The Additton of DiaLkylphosphorous Acids to Une 
saturated Campoundn: VILE. The Addition of D4. 
alkylphosphorous Aetds to Hithy lLidene- and Ben~ 

tylidena-Malonia nnd Acetoucatic Haters," A. N. | 
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dinlkylphouphorcun 
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readily added to ethylidene- 


230139 
ca 
and bonzy! idene-malonic and -nectoacetic enters, 
forming (with ytelds of 65% to 80%) the corre- 
~cthylmalonate, 


e, phenyl.- 
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“Phe Addition of Dielkylphosphorous Acids to Un- 
saturated Compounds: IX. The Action of Sodium 
Diethylphosphite on ALlyl Bromide and Lsomeric 
Chlorobutenes ,” A. N. Pudovik and M, M. Frolova, 
Chem Inst im Acad A. Ye. Arbuzov, Kazan! ALTLLL- 


ate Acad Sci USSR 
“hur Obshch Khim” Vol 22, No 11, pp 2052-2058 


The reactions between allyl bromide or toomeric 

chlorobutenes and sodium diethylphosphite (I) 

were studied. It was shown that the presence of 
230240 


an excess of diethyl phosphorous acid and benzene 
materially affected the course of these reactions, 
and actually arrested the reaction at the atage of 
substitution, with the formation of allylphos- 
phonic ester (II) and 1 -dialkylphosphonobutene-2 
In the absence of free diethylphos phorous 


(IIL). 
acid in the reaction medium, and in the presence 
only of the min quantity of benzene necessary for 


dissolving I, the addn of I took place at the 
double bond of II with the formation of di-dialkyl- 
phosphonic derivatives. The reaction between I 
and 3-chloro-butene-2 proceeded with full allyl 
regrouping. By direct expts in the presence of 
sodium ethylate, the addn of diethylphosphorous 
acid to II and III was demonstrated. 
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The reaction proceeds 


22376 — 
sesily, even at room temp, 
amino . phenylmethy1 phospho. 
Addn products of dialkylpho 
and p-benzaltoluid 
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A, N, PUDOVIK and N. P. DENISOVA (Kazan State University) 


"Synthesis and Properties of Vinylphosphoric Esters, III, Synthesis of Ethoxy and 
Butoxyvinylphosphonic Esters" Sbornik Statei po Obshchei Khim 1, 388-92 (1953) 


This article is of possible significance for the reason that several new compounds are 
described, although it is impossible to determine by a perusal of the article whether 
any of the new compounds described therein are unusually toxic, because they represent 
a comparitively new variation of structure. 
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Effect of the nature and structure of solvents on the rate of 

combination of lithium with naphthalene, acenaphthene and 
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Card : 1/1 Pub, hO - - 10/27 
Authors 2 Pudcovik Ae Ne, ‘ and Yarmukhametova ‘y D. Kh, 


Title New method of: synthesizing phosphinie and thiophosphinic acid esters, —- 
Part 16,- Synthesis of mono-, diphosphon- and thicphosphonearboxylic 
acid esters 

Pertodical Izv, AN SSSR, Otd, khim, nauk , 636 - 645, duly - | August 195 


Abstract The synthesis. and pliysico-cheriical inesantien of mono-, diphosphon-.. 
and thiophosphonearboxylid acid esters are described, ths physical 
constants and yields of the synthesized esters, are tabulated, The 
hitherto unknown thiophosphoncarboxylio acid esters 3. in pure. form, were | 
synthesized by mixing dialkylthiophosphorous acid, carboxylic acid 
esters and alcohol alcoholates with identical radicals in the alkoxy 
and carboxy groups, Eight USSR references (1952), Tables, — 


- Institution +: Acad, of Sc, USSR, Kazan Branch, The A, E, Arbuzov Chemical Institute 4% - = 


Submitted April 1, 1953 
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Author : Pudovik, A. N. (Kazan') 

Title : New method for synthesizing esters of phosphonic and 
thiophosphonic acids 

reriodica : Usp. khim., 23, no. 5, 547-580, 1954 

Abstract : A brief review of the existing methods for the synthesis 


of esters of phosphonic acids is given. A new method which 
consists in the addition of dialkylyhosphorous and dialkyl- 
thiophosphorous acids and acid esters of alkyl- and aryl- 
phosphinic acids to unsaturated compounds 1s described. 
Twenty tables, 95 references (62 Russian: 1905-1953). 
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Authors : 


Title — 3 


Periodical + 


_ Abstract t 


Institution H 


Submitted : 


Pudovik, A. N., end Kovyraine, K. Re 
I TAC Re 


Reaction of alkyl halides and allyl bromide with dibutylthiosodiun phosphide . 


Zhur. ob. khim. 24/2, 307-311, Feb 1954 - 


The reaction between alkyl halides and dibutylthiosodium phosphide was inv 
tigated. The vroducts obtained from above reation and their properties.are 
described. Disvlacement and the addition of the dibutylthio phosphide, accor © 
ing to the double bond of allylthiophosphinic ester, was observed during the: -! 
reaction of dibutylthiosodium phosphide with allyl bromide. The two low~and 
high-boiling reaction products obtained and thisir chemical formilas are ‘de- 


geribed. Five USSR references (1949-1953). 


State University, Kazan 


September 17, 1953 
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Gens Chem. We ae 1 14154 (Eng), translath 
See As: 49, A482 : 
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Authors 3 Pudovik, A, N., Sabirova, R. D., and Tener’, T. A. 


; RESTS RES, 

Title — New method of synthesizing esters of phosphinic and thinphosshiatc sea 
Part37~ Addition of esters of ethylphosphinous, dialkylphosphorous and * 
dialkylthiophosphous acids to unsaturated compounds. 

Periodical Zhur. Ob. Khim., 24, Ed. 6, 1026 - 1033, June 1954 


Abstract Experiments showed that esters of vhoschinous acids, attach themselves © 
to unsaturated ketones, in the vresence of alcoholates of alkali metal. - 


The addition of ethyl and butyl ethers of ethyl phosphinous acid to> ethy- eS 
lidine acetone, benzylidene acetone, benzylidenemethyl-ethylketone, mes- ..’ - 
ityl oxide and 3-methylheptene-3-one-5 was proven experimentally... Numer- _ 
ous new keto-phosphinic esters were obtained, through the addition of di-° - 
ethylphosphorous, diethylthiophosphorous and ‘dibutylphosphorous acids to: ~.: 
he ptene-3-one~2, Eophanytpenitens= + one"3 and aa ane eae ae eae 
Nine references, Tables. 


Institution : State University, Kazan 


Submitted : January 7, 1954 
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: pole berate A. N. Pudovik aod Lot! Sidnilh ina.-J.Gen. 
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Authors : Pudovik, A, N., and Sidnikhina, L. I. wes 
Ess Oe be ie 4 ae See See 
Title : New wethod, for the synthesis. of. phosphinic and thiophosphinic acid esters 
Part 18,-Addition of dialkylthicphosphorous acids to idene-derivatives => 
of malonic and acetoacetic esters k & ; a SoU Re 
Periodical chur, Cb. Khim, 2h, Ed. 7, 1193-- 1198, July 195h 


Abstract The addition of dialkylthiophosphorous acids to ethylidenemalonic, 9. 
benzylidenemalonic , isopropylidenemalonic and athylideneacetoacetic esters, 
is analyzed, The addition products obtained and their chemical one 
properties are described, Table , showing the chemical formulas, boiling. oe 
points and yield of the addition products, is included, Nine USSR 


referetices. 


Institution The V. I. Ulyanov-Lenin State University, Kazan 


Submitted : January 22, 195k 
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ee es 


seers Byathesis”¢! eaters of hosptionic and: thuophosphonie hae 
Licids. XIX... ‘AEROaT oF tiullsyl phesphites-and esters of 

(\ | phosphondus acid to uosaturated nitriles and to vinylphos-* 

\~ +! phonis ester. A. N. budovik and N.G. Pstocnova (azar 


pusts Unis, 7 oe *Khint, 25, 113-ud; J. ues. 

. hem. USSR. 25; 745-$(1955)(Engl. .teanstation); cf.” 
: 48, 25732; 49, 24udi.—Adda. of RONa. with cooling to an. 
equimolir mint. of (RO}t OH or. (RG)sPSE and the desired 
ursatd. compd., followed by heating U.3 br. on a steain bath 
resulted in the formation of the following esters (yield, b.p., 
nig. di given): (UO): P SCHL CH CN, §9%; dig 1U3~O°, 
1A860, 1.2608;. (EI0)sPSCH:CHICN, 74%, by, 134-5°, 
1.4772, 1.1093; ~(BuO):PSCH;CH:CN, 68%, bs 167°, 
1.4741, 1.0806; (iso-Bu2):PSCH:CIGCN, 67%, bia 174°, 
F 1.0243; (EtOWPSCH,CHMeGN, 8%, bie 145-8", 
1.4730, 1.0808; (is2-BuO)-PSCHiCHMCCN, : 59%, be 
189-9.5°, 4.4678, 1.0075; . (IO), PSCHMeCH3CN, 75%, 
by 124-5°, 1.4750, 1.0846; (BuO PSCHALe CH CN, 82%, 
bi 176-7*, 1.4698,-.1.0208;-”.(is0-BuO sPSCHALeECHCN, 
- 48%, bys 178-8-5°,. LAGGS,. VUE: ( PPSCH; CH-PCO} 
OF: 68%, da 103°. 1.4033, 1513887 (BuO PSCHCIGRS. 

- (OOD; 67%, by 200°, AGIO, ‘1.0578, -.Sinilar reaction = 

wing RECOM HOR gave: Bee(DEMO)CHCHCN, 87%): 
Diz, 175-3.6°, 1.4527, - 1.070; WP(ORU(O)CIVCIGCN, © 
5%, Vis 192°, - 1.4521, 1.6201; ‘PAF(ORtKO)CH,CHSCN, ; 


wea G, M. Kosela) 
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PUDOVIK, A.U.; POLOZNOVA, N.G. 
Or enone PR Tee LR. 
New method for the synthesis of esters of ‘hosphinic and thiophosphinic 
acids. Part 19, Addition of dialkylthiophosphorous acids and phosphinous 
acid esters to unsaturated nitriles and to vinylphosphinic acid ester. 
Zhur.od.khim. 25 no.4:778-783 Ap '55. (MERA 8:7) 


1. Kazanskiy Gosudarstvennyy universitet. (Phosphorus acids) 
(Witriles) 


APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3" 


"APPROVED FOR RELEASE: 06/15/2000 _CIA-RDP86-00513R001343520019-3 


of-esters of phosphonic and 4 
A oY incomplete esters 
ers of isocyanic acid.: : 

Va: Nive 


-esters are: reported (b.p.; nip, ns de, yield %, given): ahs - 
MeNHCOP(OX CMe), bs 135-7°, 1.4585, 1.2929, 45%; ° . ? 
: MeNH COP : y piers, : 


58%i MeNHCOP(SKOMch, bi 144-5°, —, 1.5118, 1.2873, 
54%; _-, .* 
‘$55: MeNHCOP(SXOBt)s, by 172-3°, —, 1.4838, 1.0821, ; : : ' 

767: PRNHCOP(OKOMch, —, m- 103°, —, —, 05%; Yes : : 


37%: 
PRI COP(SKOMe):, —, _m. 107-8°,.—, —, 67%: 
oa oy: “PhNH- 


NHCOSP(SX OMe), —, m. 93°, —, ~~, 66 : 

COSP(SXOEth, —, m. 56°, —, = $2%.- Reaction of 12 i _ j 
‘g. (McO):P with.7 g. PhNHCOCI gave MeCl and 10 g. : : 
PhNHCOP(OXOMeh, m. 102-3", identical with the above . ay 


described specimen, ‘thus confirming the nature of the re- 

‘action. The above compds. showed but a very weak tox--. 

“jeity against the barn weevil.. Alsoin J. Gen. Chem. U.S.S.R;. 

23, 1317-18(1055)(Eugl. transkation)... G- M. Kosvlapoll_- : 
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